This paper presents a comprehensive quantitative baseline assessment of in situ net calcium carbonate accretion rates (g CaCO 3 cm -2 yr -1 ) of early successional recruitment communities on Calcification Accretion Unit (CAU) plates deployed on coral reefs at 78 discrete sites, across 11 islands in the central and south Pacific Oceans. Accretion rates varied substantially within and between islands, reef zones, levels of wave exposure, and island geomorphology. For forereef sites, mean accretion rates were the highest at Rose Atoll, Jarvis, and Swains Islands, and the lowest at Johnston Atoll and Tutuila. A comparison between reef zones showed higher accretion rates on forereefs compared to lagoon sites; mean accretion rates were also higher on windward than leeward sites but only for a subset of islands. High levels of spatial variability in net carbonate accretion rates reported herein draw attention to the heterogeneity of the community assemblages. Percent cover of key early successional taxa on CAU plates did not reflect that of the mature communities present on surrounding benthos, possibly due to the short deployment period (2 years) of the experimental units. Yet, net CaCO 3 accretion rates were positively correlated with crustose coralline algae (CCA) percent cover on the surrounding benthos and on the CAU plates, which on average represented >70% of the accreted material. For foreeefs and lagoon sites combined CaCO 3 accretion rates were statistically correlated with total alkalinity and Chlorophyll-a; a GAM analysis indicated that SiOH and Halimeda were the best predictor variables of accretion rates on lagoon sites, and total alkalinity and Chlorophyll-a for forereef sites, demonstrating the utility of CAUs as a tool to monitor changes in reef accretion rates as they relate to ocean acidification. This study underscores the pivotal role CCA play as a key benthic component and supporting actively calcifying reefs; high Mg-calcite exoskeletons makes CCA extremely susceptible changes in ocean water pH, emphasizing the far-PLOS ONE |
munities on Calcification Accretion Unit (CAU) plates deployed on coral reefs at 78 discrete sites, across 11 islands in the central and south Pacific Oceans. Accretion rates varied substantially within and between islands, reef zones, levels of wave exposure, and island geomorphology. For forereef sites, mean accretion rates were the highest at Rose Atoll, Jarvis, and Swains Islands, and the lowest at Johnston Atoll and Tutuila. A comparison between reef zones showed higher accretion rates on forereefs compared to lagoon sites; mean accretion rates were also higher on windward than leeward sites but only for a subset of islands. High levels of spatial variability in net carbonate accretion rates reported herein draw attention to the heterogeneity of the community assemblages. Percent cover of key early successional taxa on CAU plates did not reflect that of the mature communities present on surrounding benthos, possibly due to the short deployment period (2 years) of the experimental units. Yet, net CaCO 3 accretion rates were positively correlated with crustose coralline algae (CCA) percent cover on the surrounding benthos and on the CAU plates, which on average represented >70% of the accreted material. For foreeefs and lagoon sites combined CaCO 3 accretion rates were statistically correlated with total alkalinity and Chlorophyll-a; a GAM analysis indicated that SiOH and Halimeda were the best predictor variables of accretion rates on lagoon sites, and total alkalinity and Chlorophyll-a for forereef sites, demonstrating the utility of CAUs as a tool to monitor changes in reef accretion rates as they relate to ocean acidification. This study underscores the pivotal role CCA play as a key benthic component and supporting actively calcifying reefs; high Mg-calcite exoskeletons makes CCA extremely susceptible changes in ocean water pH, emphasizing the far-
Introduction
The uptake of atmospheric carbon dioxide (CO 2 ) by seawater and subsequent equilibrium reactions within this ionic medium are part of the complex chemical system often referred to as the marine carbonate system. As atmospheric CO 2 dissolves in seawater, it forms the weak carbonic acid (H 2 CO 3 ), which in turn dissociates into bicarbonate (HCO 3 − ) and carbonate (CO 3 2− ) ions, and the associated protons (H + ). Natural processes including gas exchange, photosynthesis, respiration, calcium carbonate (CaCO 3 ) precipitation, and dissolution, influence the distribution of chemical species of the carbonate system as a function of pH [1] . With increased uptake of atmospheric CO 2 by the ocean, the pH decreases together with CO 3 2− and CaCO 3 saturation state of seawater, while HCO 3 − increases [2] . However, because the ocean stores roughly 60 times more inorganic carbon than the atmosphere [3] , even small changes in the components of the marine carbonate system can have far-reaching implications for surface ocean chemistry, physical properties, individual marine organisms, and marine ecosystems [1, 4, 5] .
Since the beginning of the Industrial Revolution, atmospheric global CO 2 levels have risen by nearly 40% mainly due to the burning of fossil fuels, deforestation, and changes in land usage [6, 7, 8] . It is estimated that elevated CO 2 concentrations have caused ocean waters to decrease in pH by 0.11 units [9] through the process termed ocean acidification (OA). It is projected that if CO 2 emissions continue at current rates, atmospheric CO 2 will reach twice preindustrial levels by 2065 [10, 11, 12] and ocean surface water pH decrease by 0.14-0.35 units by 2100 [13, 9] . This projected change in ocean water chemistry reduces the pH and the aragonite and calcite (CaCO 3 ) saturation states, approaching levels that may not support biogenic calcification but instead drive net dissolution of marine carbonate structures [14, 15, 16, 17] . In addition to calcification, the adverse effects of OA to marine organisms are multiple, affecting other biological and physiological processes, including reproduction, recruitment, development, and growth [18, 19, 20, 21] , photosynthesis and respiration [22, 23] , acid-base balance and oxygen transport capacity [24, 25] , behavior, and tolerance to secondary disturbances [26, 27, 28] .
In shallow tropical marine ecosystems, corals, coralline algae, and other calcifying organisms are responsible for the accretion of biogenic CaCO 3 that creates the massive, three-dimensional edifices that define coral reef ecosystems and provide the habitat that supports high marine biodiversity. As one of projected consequences of OA to shallow tropical coral reefs, decreased calcification affects carbonate production and consequently net reef accretion rates, potentially impairing ecosystem functionality [29, 30] , making coral reefs among the most susceptible marine ecosystems to environmental conditions that impact calcification and/or promote dissolution of CaCO 3 [31] . Interestingly, the direction and magnitude of the effects appear to be species specific [32, 33] .
Calcifying marine macroalgae are a principal component of the carbonate budget on coral reefs, and recent studies suggest they are extremely susceptible to chemical changes associated with OA [16] . Lee and Carpenter [34] estimated that~50-55% of carbonates present in shallow, tropical marine systems are derived from corals and crustose coralline algae (CCA), whilẽ 35-40% are derived from siphonous green algae (e.g., Halimeda, Udotea, Penicillus, Rhipocephalus [35, 36] ), and the remaining~10% are derived from other biogenic calcifiers such as mollusks, echinoderms, and bryozoans [34] . CCA are key components of tropical reef ecosystems [37, 38] , often recruiting immediately after disturbances [39] to cement, reinforce, and consolidate carbonate material, often serving as preferred settlement habitat for coral recruits [40, 41] , thus, contributing to the buildup, maintenance, and temporal persistence of reef structures [42, 43, 44] . Moreover, species of CCA with skeletal mineralogy composed of high Mgcalcite content are more soluble than organisms with aragonite (corals, Halimeda) or calcite (mollusks), and therefore may be the first to be impacted by OA through increased dissolution [45, 46] . In addition, although species-specific, it appears that the extent of damage caused by low pH conditions also depends on the rate of change in the carbonate chemistry [47, 48] .
To date, most studies of in situ carbonate accretion rates are spatially discrete and conducted on reefs close to urban settlements that are subject to varying levels of anthropogenic impact. Although useful, these data limit our understanding of natural, large-scale spatial patterns, and variability in accretion rates, and fail to provide an accurate baseline that is suitable for modeling or predicting the future effects of OA. To bridge this critical gap, we present the first quantitative baseline of in situ net carbonate accretion rates from 78 reefs located on 11 islands in the central Pacific, ranging from high island locales in close proximity to human impacts, to quasi-pristine environs thousands of kilometers away from continental and human influence (see [49] ), across various habitats (e.g., lagoons and forereefs), and exposure to wave activity. Using simple and easily-deployed Calcification Accretion Units (CAUs), this study documents and examines: (1) the spatial variation of in situ carbonate accretion rates throughout American Samoa and the Pacific Remote Islands Marine National Monument (PRIMNM), (2) the potential association with physical, biological, and oceanographic drivers, and (3) the relational context between observed accretion rates and the composition of the surrounding benthos.
Materials and Methods

Study area
Between February and April 2010, the Coral Reef Ecosystem Division (CRED) of the NOAA Pacific Islands Fisheries Science Center (PIFSC) deployed 390 CAUs at 78 reef sites, within two major biogeographical regions (central and south Pacific), including six islands/atolls in the Pacific Remote Islands Marine National Monument (PRIMNM; i.e., Howland, Baker, and Jarvis Islands, Johnston and Palmyra Atolls, and Kingman Reef); and five islands/atolls in American Samoa (i.e., Rose Atoll and Swains, Ta`u, Ofu-Olosega, and Tutuila Islands; Fig 1, Table 1 ). Study sites spanned~1700 km E-W and~3400 km N-S, across a diverse range of geomorphologies, from steep volcanic high islands (e.g., Tutuila, Ta`u, and Ofu-Olosega) to low carbonate islets and atolls (e.g., Howland, Baker, and Jarvis Islands). Oceanographic conditions ranged from intense equatorial and topographic upwelling at Jarvis Island to oligotrophic conditions at many islands (e.g., Rose and Johnston Atolls) [50] ; and anthropogenic impact regimes ranged from fishing and chronic coastal runoff (e.g., Tutuila) to lack of any present-day direct human impacts (e.g., Howland and Baker islands, and Kingman Reef) [51] .
Carbonate accretion and community structure
Each CAU assembly comprised two 10 cm × 10cm (100-cm 2 ) polyvinyl chloride (PVC) plates separated by a 1 cm plastic spacer and mounted on a stainless steel all-thread rod (Fig 2) . Each PVC plate was sanded to provide a non-glossy surface suitable for permanent attachment and settlement of marine propagules. These assemblies were attached to stainless steel stakes installed into hard carbonate or basalt reef substrate at depths of 5.5-15 m at permanent CRED benthic, Rapid Ecological Assessment (REA) survey sites. Five CAUs were installed at each site, with each CAU being positioned approximately 10 cm above the substrate with a spacing of 0.5-3 m between each CAU. CAUs were typically installed at a minimum of 5 sites per island (2 islands/atolls had only four) and sites were spread out across the forereef and lagoon sites (where possible) for representative spatial coverage.
CAUs were deployed for a~2-year period and were recovered during the February-May 2012 CRED-led Pacific Reef Assessment and Monitoring Program (Pacific RAMP) research cruise. During recovery, each CAU was placed in a Ziploc 1 bag to minimize the loss of attached organisms or calcified material during transport to the shipboard laboratory onboard the NOAA ship Hi`alakai. In this laboratory, CAUs were rinsed in salt water to remove mobile fauna and sediment/sand, and then frozen at -5°C for preservation during transportation to the laboratory in Honolulu (7-60 days). In the Honolulu laboratory, each CAU was disassembled and each plate submerged in a shallow (5 cm) basin of salt water; the upper and lower surfaces of both plates were photographed to characterize and quantify the settled early successional benthic community. Subsequently, plates were dried at 60°C for 2-5 days, repeatedly weighed throughout the drying process, and classified as dry when the difference in weight between sequential weighings was less than 0.1g. After drying, each individual plate was submerged in 5% HCl for 24 hrs or until all CaCO 3 had dissolved. During the dissolution process, plates were periodically agitated (every 1-8 hrs) to reduce the boundary layer dissolution impediments, and large pieces of CaCO 3 were crushed using a pestle to speed dissolution. As the HCl solution was neutralized by the CaCO 3 dissolution (indicated by the absence of gas bubbles), additional HCl was added to complete the dissolution process. Often, the addition of acid was repeated several times in a 24-72 hr period until all CaCO 3 was removed. The remaining fleshy tissue was scraped onto pre-weighed 11 μm cellulose filter paper, vacuum filtered along with all 5% HCl supernatant from the dissolution process, dried at 60°C (until constant weight using the same dryness criteria above; 48 hours minimum), and weighed. Finally, the clean, scraped, and dried CAU plates were re-weighed, and the mass of CaCO 3 was determined by subtracting the combined weight of the fleshy tissue and PVC plates from the initial dry weight of the CAU prior to dissolution. To determine the rate of CaCO 3 accretion, the mass of CaCO 3 was normalized for surface area of each CAU (400 cm 2 -accounting for all upper and lower plate surfaces) and the amount of time in days that each CAU was deployed, rendering a measure of net CaCO 3 accretion in units of g cm -2 yr -1 . Community composition and percent cover of all taxa recruiting to and settling on the CAUs were characterized based on image analysis of each of the 4 CAU plate surfaces, implementing the software PhotoGrid 1.0 (25 stratified random points analyzed per surface). Sessile organisms were classified into ecological functional groups as follows: calcified macroinvertebrates, corals, crustose coralline algae (CCA) (i.e., Family Corallinaceae), encrusting macroalgae, Halimeda spp., calcified macroalgae, other calcified algal crusts (i.e., Family Peyssonneliaceae), algal turf assemblages, fleshy macroalgae, and macroinvertebrates (Table 2 ). For most of the taxa recruiting to and settling on the CAUs, the polymorph of CaCO 3 is known [52, 53, 54] (Table 2) . Thus, based on image analysis of each CAU plate, the relative percent cover contribution for each CaCO 3 polymorph (aragonite, calcite, or high Mg-calcite) on the CAU plates was calculated by categorizing the calcifying taxa according to their mineralogy, following Price et al. 2010 [29] .
Assessment of biotic parameters in the study sites
Percent benthic cover at each REA site was estimated implementing the Line-Point-Intercept (LPI) methodology at 20 cm intervals along two 25 m line transects set in a single file row (separated by 5 m) at the time of CAU recovery. Live benthic elements, including coral, macroalgae, and other sessile invertebrates were identified to the lowest taxonomic level possible. In addition, at the time of CAU retrieval, benthic communities surrounding each CAU site were photo-documented along the two 25 m transect lines (Table 1) . A total of 32 digital images were taken at each site at an elevation of approximately 1 m from the surface of the substrate; these images provided a total sample area of 12 m 2 . Each image was analyzed using Coral Point
Count with Excel extensions (v. 4.12) image analysis software (10 stratified random points analyzed per image) [55] . Macroscopic taxa were identified to functional group following an analogous classification scheme as to that implemented for the taxa recruited onto the CAU plates ( Table 2 ). Based on this image analysis, the relative percent cover contribution of each CaCO 3 polymorph (aragonite, calcite, or high-Mg calcite) of the reef benthos was also calculated by categorizing the calcifying taxa according to their mineralogy [29] .
Assessment of abiotic parameters: water sampling
Discrete water samples were collected by SCUBA divers using a 5 L Niskin bottle directly above the benthos at each REA site during recovery of the CAUs. Thus, water was collected at the depth of the CAU deployment sites. In concert with the water collection, a Seabird 19plus conductivity-temperature-depth (CTD) hydrocast was conducted to characterize the water salinity above the CAU deployment site at the time of discrete water sample collection. Upon completion of the CAU recovery/water sample dive, one 500 ml water subsample from the Niskin bottle was immediately collected and preserved for analysis of total dissolved inorganic carbon, total alkalinity, salinity, dissolved inorganic nutrients, and chlorophyll-a. Water samples were stored onboard the NOAA Ship Hi'ialakai, following established published techniques [56] , and were analyzed at various NOAA and academic institutions within 7 to 60 days following the completion of Pacific RAMP research cruise (Table 3) .
Data analysis
Spatial patterns of mean accretion rates were tested using several independent ANOVA models. A more comprehensive model was not possible because the sample size among the different levels within factors was unbalanced, precluding the analysis of 3-way interactions. Thus, twoway ANOVAs tested for the interaction between island (n = 11) and reef zone (forereef vs. lagoon), island and wave exposure (leeward vs. windward), and wave exposure and island geomorphology (volcanic vs. carbonate) as factors. Data were square root-transformed to fulfill parametric statistical requirements. The tests of island and wave exposure, and wave exposure and island geomorphology, were run on forereef data only. Additional non-parametric Kruskal-Wallis ANOVAs were implemented to test for differences in percent cover of calcifying taxa between the CAU plates and the benthos, and for spatial differences in percent cover of CCA and macroalgae+turf algae of the CAU plates; pair-wise comparisons (Dunn's test) were performed to establish differences among islands. Due to the constrains placed by the assumptions of parametric statistics, Spearman Rank Order Correlation tests were implemented to explore the association between: 1) the percent cover of CCA on the CAU plates vs. the benthos; 2) the site-specific mean accretion rates and the percent cover of CCA on the CAU plates; and 3) island mean accretion rates and water chemistry parameters. All ANOVA and correlation analyses above mentioned were performed using SYSTAT 12 version 12.02.00 [57] .
To further explore the combined effects of the biotic and abiotic parameters a Regression with Empirical Variable Selection Procedure (hereafter REVS) was employed to identify models that best predicted the spatial variability in carbonate accretion rates across reefs in the study area. The REVS procedure evaluates all possible regression models (i.e., combination of predictor variables) and displays the best-fitting models that contain one predictor, two predictors, and so on [58] . Because differences in the benthic communities between forereef and lagoon habitats can have an important effects on calcium carbonate accretion mechanisms and rates; lagoon sites (n = 11) and forereef sites (n = 67) were analyzed separately. Two sets of predictor variables were evaluated to investigate relationships with carbonate accretion rates: (1) biotic; i.e, the percent cover of benthic organisms in the benthic transect survey dataset and (2) abiotic; i.e, water quality parameters The relationship between the remaining predictor variables for each set, and carbonate accretion rates were then analyzed using Generalized Additive Models (GAM). All carbonate accretion rate analyses were performed in R (R Development Core Team, 2014) using the packages "agricolae", "car", "doBy", "leaps", "MASS", "mgcv", "pgirmess", "plyr", "reshape", "stringr" as well as the non-packaged R function "REVS" [58] .
Finally, to determine the similarity between the overall percent cover of the organisms on CAU plates and the overall percent cover of the organisms on the benthos, a RELATE test was conducted using PRIMER v.6. This test performs a series of non-parametric correlations between all elements within each of the two data sets. If the among-sample relationships agree in exactly the same way in both data sets, then the overall rank correlation rho-value (ρ) = 1, Table 3 . Water chemistry parameters from discrete water samples collected at the study sites during CAU recovery. perfect match; values closer to zero indicate little to no overall similarity between the two data sets [59, 60] . Prior to analysis, raw percent cover data were consolidated into functional groups [i.e., biofilm, scleractinian coral, calcified invertebrates (excluding scleractinian coral), fleshy invertebrates, CCA, fleshy encrusting macroalgae, calcified encrusting macroalgae (excluding CCA), fleshy upright macroalgae, calcified upright macroalgae (excluding Halimeda), Halimeda, turf algae, empty CAU tile, unidentifiable CaCO 3 , loose sediment; (Table 2) ]; analyses were limited to sites having both LPI and CAU cover data sets (see Table 1 ). Data from CAUs was averaged by site (n = 4 or 5) and utilized structural composition data from the top plate only. Both the LPI and CAU data were square root-transformed to reduce the influence of abundant functional groups and increase the influence of less common groups, and resemblance matrices were created using Bray-Curtis similarity. The RELATE test was used on the LPI and CAU data matrices based on Spearman rank correlation method with 9,999 permutations. A result rho-value (ρ) close to 1 would indicate high similarity in patterns of ranked order abundance between the LPI and CAU matrices, while a value close to zero would indicate little similarity.
Results
Accretion rates
Of the 390 CAUs deployed, 365 were recovered (94%); missing CAUs occurred haphazardly across a variety of sites including forereef, lagoon, sheltered, and exposed sites. Rose Atoll and Ta`u had the highest percentage of missing CAUs, with 10 and 15% of units missing, respectively. Net accretion rates varied across a wide range of spatial and environmental constructs including reef zone (forereef vs. lagoon), latitude, island, exposure (leeward vs. windward), population (urban settlements vs. none), geomorphology (carbonate vs. volcanic), and sites (Fig 3) . Individual CAU accretion rates varied by orders of magnitude; they ranged from 0.004 g CaCO 3 cm -2 yr -1 at JOH-10, a lagoon site at Johnston Atoll, to 0.251 g CaCO 3 cm -2 yr -1 at JAR-01 on the forereef at Jarvis Island. Of the 78 sites examined, average accretion rates differed between islands (n = 11) and reef zones (forereef vs. lagoon). There was no interaction, but each factor had a significant main effect, with rates being significantly greater at forereef sites compared to lagoon sites (Fig 4A and 4B ) (two-way ANOVA; F ISLAND = 16.19, df = 10, p<0.001; F REEF ZONE = 33.13, df = 1, p<0.01) ( Table 4) . Differences among islands exhibited a spatial pattern according to latitude; the equatorial reef systems at Howland, Baker, Jarvis, Palmyra, and Kingman Reef exhibited comparable accretion rates, with no statistical differences among them. Contrastingly, significantly different levels of variability were evident among the higher-latitude reef systems, with Tutuila exhibiting the lowest rates and Rose Atoll the highest (p<0.001, Tukey pairwise multiple comparison); no differences were evident between Swains, Ta`u, and Ofu-Olosega (p>0.05, Tukey pairwise multiple comparison). CaCO 3 accretion rates at these higher-latitude islands (Ofu-Olosega, Ta`u, and Swains) did not differ from the equatorial reef systems above mentioned (p>0.05, Tukey pairwise multiple comparison). In addition, urbanization and human inhabitation did not have a clear effect on the inter-island patterns of CaCO 3 accretion. Although Johnston Atoll, Palmyra Atoll, and Tutuila exhibited the lowest island/atoll-wide accretion rates and coincidentally have undergone the greatest levels of human disturbance (extensive dredging, morphological changes, deforestation, landbased sources of pollution, and nuclear and biological weapons testing), the pattern of inhabitation/high disturbance regime and low accretion rates was not consistent for other inhabited islands such as Swains, Ta`u and Ofu-Olosega or historically human impacted reef systems such as those at Howland, Baker, and Jarvis. This is likely due to the low levels of human inhabitation at Swains, Ta`u and Ofu-Olosega (population = 17, 790, and 358, respectively) (U.S. Census Bureau 2010 [61] . Considering forereef sites only, accretion rates differed significantly among islands and levels of wave exposure (leeward vs. windward), but no interaction effects among factors were detected, with rates being significantly greater at windward sites compared to leeward sites (Fig 4C and 4D ) (two-way ANOVA; F ISLAND = 14.18, df = 10, p<0.001; F EXPO-SURE = 4.91, df = 1, p = 0.027) ( Table 4) . For the main effect of islands and exposure, this difference was only statistically significant at equatorial and topographic-upwelling islands of Baker, and Jarvis. Finally, the third two-way ANOVA using island geomorphology (volcanic vs. carbonate) and exposure (leeward vs. windward) revealed a significant interaction between these factors (two-way ANOVA; F EXPOSURE × GEOMORPH = 9.66, df = 1,1; P = 0.002) ( Table 4) . At carbonate islands, accretion was higher at windward compared to leeward sites, but rates were equivalent at both exposures on volcanic islands (Fig 4E) .
Community composition and percent cover
Mean island-wide percent cover of the major calcifying organisms on the reef benthos and those that recruited to the top surface of upper CAU plates are contrasted in Fig 5. Overall, the percent cover of calcifying to non-calcifying taxa differed between the CAU plates and the benthos (78.4% ± 2.2 and 68.7% ± 1.8, respectively; Kruskal-Wallis ANOVA, χ 2 = 13.31, df = 1, p<0.001) (Table 4) , as well as the proportion of cover represented by each of the different calcifying functional groups. For example, for all sites combined, CAUs were dominated by CCA (66%), with a lesser contribution by CaCO 3 sediment (4.4%), and calcified algal crusts (4.1%). This contrasts with the benthic communities at the deployment sites, where the major calcifying taxa included scleractinian corals (32%), CCA (26%), and calcified algae (6% predominantly Halimeda and Peyssonneliales). For all reef systems with the exception of Johnston Atoll, CCA represented more than 50% of cover on the CAU plates and differences in CCA cover among islands were statistically significant (Kruskal-Wallis ANOVA, χ 2 = 97.97, df = 10, p<0.001) (Table 4) . Interestingly, the community composition on the CAU plates for Johnston and Tutuila exhibited a greater proportion of fleshy macroalgae and turf algae combined (Mean ± SE: 25.1% ± 6.1; 16.1% ± 2.9, respectively), compared to the other islands and atolls (7.1% ± 0.9), and those differences were statistically significant (Kruskal-Wallis ANOVA, χ 2 = 44.42, df = 10, p<0.001; Dunn's Test pairwise multiple comparisons) ( Table 4 ).
Biotic and abiotic correlates
Percent cover of CCA on CAUs was significantly correlated with net accretion rates (r = 0.64, p<0.001; Spearman Rank Order Correlation), as was CCA cover of the benthos (r = 0.42, p<0.001; Spearman Rank Order Correlation) ( Table 4) . Despite a significant association between percent cover of CCA on the CAU plates and the benthos (r = 0.44, Spearman rank order correlation) the RELATE analysis indicated that overall benthic communities found on CAU plates did not closely resemble what was found on the surrounding substrate, this was clearly evient from the low rho-value (ρ = 0.243). We also found a positive statistical association between mean accretion of CCA and in situ total alkalinity and salinity (r = 0.30, p<0.001 and r = 0.29, p = 0.01, respectively; Spearman Rank Order Correlation), and a negative statistical association with chlorophyll-a concentration (r = −0.47, p<0.001; Spearman Rank Order Correlation); mean Island accretion rates exhibited non-significant correlations all the other water chemistry parameters ( Table 4 ).
The optimal abiotic REVS model corroborated the results from the independent correlation tests above. As such, the spatial variability in the carbonate accretion rates on forereefs was best explained by two environmental predictor variables: total alkalinity and chlorophyll-a (r = 0.33, p = 0.0079 and r = −0.4, p = 0.001, respectively; REVS). In the subsequent GAM analysis, only total alkalinity was retained as the explanatory variable. For the lagoon sites, the optimal abiotic REVS model contained two environmental predictor variables that were positively associated with the carbonate accretion rates: silicon hydroxide (dissolved silica; r = 0.77, p = 0.0095) and dissolved inorganic carbon (r = 0.82, p = 0.0041). In the subsequent GAM analysis, only dissolved silica was retained as a statistically significant predictor variable. The biotic variables to best predict the spatial variation in carbonate accretion rates on forereefs included CCA cover and coral cover (r = 0.54, p<0.001; r = −0.03, p = 0.824, respectively; REVS) however, due to the low level of association only CCA was retained as statistically significant predictor in the GAM analysis. Finally, for the lagoon sites, the optimal biotic REVS model identified four explanatory variables; two were positively correlated with carbonate accretion rates [Halimeda (r = 0.69, p = 0.0197) and non-coralline encrusting macroalgae (r = 0.15, p = 0.6583)] and two were negatively correlated turf algae (r = −0.47, p = 0.1456) and fleshy upright macroalgae (r = −0.48, p = 0.1329)]. Of these, Halimeda was the only statistically significant variable retained in the GAM analysis.
Carbonate mineralogy
When net site-specific accretion rates were combined with the percent cover of the different functional groups of known mineralogy recruited to the CAUs and on the benthos, high Mgcalcite was found to be the dominant carbonate polymorph of the reef early successional stages. For oceanic reef systems such as Howland, Baker, Jarvis, Johnston, Swains, Rose, and Palmyra, the net accretion of organisms depositing high Mg-calcite represented over 70% on the CAU plates, compared to~30% on the benthos (Fig 6) . These differences are to be expected, given that CCA was the major calcifying functional group recruiting to the CAU plates, in contrast to the reef benthos where organisms depositing aragonite (scleractinian corals, milleporids, and Halimeda) out-weighed those depositing high Mg-calcite.
Discussion
This study presents a comprehensive, quantitative assessment of the rates of net CaCO 3 accretion in situ across a diverse range of reef systems in the central and south Pacific and demonstrates that: 1) net carbonate accretion rates of early reef successional stages varied considerably across a wide range of spatial and environmental constructs, including island, site, reef zone, latitude, exposure (leeward vs. windward), population (urban settlements vs. none), and geomorphology (volcanic vs. carbonate); 2) CCA benthic percent cover of the surrounding benthos, total alkalinity, and chlorophyll-a concentrations were significant predictor variables for net carbonate accretion rates on forereef habitats, and dissolved silica and percent cover of Halimeda were the significant predictor variable for lagoon habitats, respectively; and 3) the composition and relative abundance of the key early successional taxa recruited on to CAUs differed from that of the surrounding, mature benthos, with the former being overwhelmingly dominated by crustose coralline algae (CCA; >70% cover). The results of this study also provide insight into CaCO 3 accretion rates on standardized surfaces across an anthropogenic gradient, from relatively undisturbed, quasi-pristine coral reefs to human impacted (see [62] ).
The large range of accretion rates within and among islands are likely the result of the complex and spatially variable nature of the physical and biological processes driving the structure and function of reef communities. Overall, accretion rates were higher on forereef sites than in lagoon habitats because of the higher amount of CCA present on CAUs from these reef zones. Although the lagoon environments at Johnston, Rose, and Kingman Reef are very different from each other, the observed forereef vs. lagoon differences are likely driven by key coral reef community structural determinants, including depth, light availability, wave exposure, as well as, the disparate levels of water circulation and flushing, turbidity and sedimentation, and productivity that characterize each reef zone [63, 64, 65] . The effect of exposure (leeward vs. windward), was only manifest for the three equatorial islands in the PRIA (Baker, Howland, and Jarvis). This difference is at least partially due to the intense topographic upwelling of the Equatorial Undercurrent on the west side of all three equatorial islands; upwelling brings more nutrients, reduced light penetration, and sedimentation of organic particles [50] . CCA are photosynthetic organisms that require adequate light levels to calcify and grow; in addition high phosphate concentrations have been demonstrated to be detrimental to CCA development [66] . Moreover, the leeward environs on the three equatorial islands above-mentioned are characterized by steep-sloping forereefs compared to the windward facing habitats which are typified by broad shallow, forereef terraces [65, 67] . Shading on the steep leeward reef slope could also contribute to lower levels of carbonate accretion for these areas, whereas reef communities on the broad shallow forereef terraces of windward shores received full sun exposure.
With the exception of Palmyra Atoll, the equatorial reef systems at Howland, Baker, Jarvis, and Kingman, exhibited comparable net carbonate accretion rates. In contrast, carbonate accretion rates in American Samoa and Johnston Atoll exhibited notably high levels of variability. Johnston and Tutuila at 16°N and 14°S, respectively, had the lowest average accretion rates (0. ). Interestingly, the three reef systems exhibiting the lowest average accretion rates (i.e., Johnston Atoll, Palmyra Atoll, and Tutuila) have also, historically, experienced the highest levels of human impact. For example, Johnston and Palmyra atolls were extensively dredged and substantially modified to accommodate the operation of military naval bases and air strips during the WWII U.S. Pacific campaign. Some of these alterations resulted in widespread, chronic changes to water clarity and circulation, in addition to more recent human disturbances including localized iron-leaching from ship groundings and PCB contamination [67] . For Tutuila, increasing anthropogenic impacts resulting from significant human inhabitation and subsequent urban development have degraded water quality in many reef habitats around the island, particularly due to runoff carrying considerable amounts of sediments and nutrients [68] . Higher nutrient levels facilitate the proliferation of fast-growing macroalgae and turf algae, which in turn can easily out-compete reef calcifiers for space and resources. Concomitantly, increased runoff generally results in reductions in water clarity, which in turn can negatively affect the net carbonate accretion rates, given that the main reef calcifiers are photosynthetic and require clean, well-lit waters [69, 70] . Overfishing of reef herbivores, particularly parrotfish and surgeonfish, is an additional result of increasing population pressure at Tutuila [68] . With the loss of grazers, epiphytic filamentous and turf algae can quickly overgrow reef calcifiers and these effects are often exacerbated when increased nutrients are implicated [71] . As such, the combined effects of chronic human disturbances together with decreased pH from ocean acidification will likely affect reef community structure and therefore carbonate accretion on coral reefs worldwide [72] .
The spatial variability in CAU net accretion rates at forereef sites was related to total alkalinity (TA). TA, defined as the stoichiometric sum of the bases in solution, is a measure of the capacity of water to resist changes in pH. In tropical reef ecosystems TA is predominantly governed by the concentration of the carbonate ion (CO 3 2− ) in seawater; benthic and water-column processes, including biological calcification and photosynthesis can drive site-level changes in carbonate ion concentrations [47, 73, 74] . As such, a positive, statistical association between TA and net accretion rates is expected because higher pH and TA conditions shift the carbonate system balance to thermodynamically favor CaCO 3 precipitation. In addition, Chl-a concentration was the optimal biotic predictor variable of net accretion rates at forereef sites. As previously mentioned, high nutrient concentrations, in particularly phosphate, have a detrimental effect of CCA calcification and growth [66] . Because Chl-a concentration is a proxy for ocean photosynthetic productivity, which in turn is affected by nutrient availability [50] , a negative statistical association with accretion rates would be expected. The significant association between accretion rates and percent CCA benthic cover is also expected given that CCA was the overall greatest contributor to CaCO 3 accretion rates of early reef successional stages.
For the lagoon sites, two environmental variables were positively correlated with the carbonate accretion rates: dissolved silica and dissolved inorganic carbon (DIC), of which only dissolved silica was retained in the GAM analysis as a significant predictor variable. This finding is consistent with the selection of percent Halimeda benthic cover as the sole biotic predictor variable that correlated significantly and positively with carbonate accretion rates. Although Halimeda is one of the major carbonate producers in tropical reef systems [32] , it was rare or completely absent from all the lagoon sites at Rose and Johnston atolls, and only moderately high at two outer lagoon sites at Kingman Reef. The statistical associations between the predictor variables and the carbonate accretion reflect the pattern of relatively high accretion rates at the two lagoon sites at Kingman reef (KIN-07 and KIN-10) and substantially low accretion rates at the remaining lagoon sites (Fig 3) . While the intrinsic drivers of these associations remain unclear, we suggest that the low sample size (n = 10) in concert with the marked structural and ecological differences between the three lagoon systems (e.g., open lagoons at Kingman and Johnston vs. closed lagoon at Rose Atoll; relatively pristine conditions at Rose Atoll and Kingman Reef vs. extensive anthropogenic impacts at Johnston Atoll) may be in part implicated in the spatial patterns reported herein; further study is recommended.
The average percent cover of the main benthic components at the study sites was approximately: 33% for scleractinian corals, 26% for CCA, and 16% for turf algae; on the CAU plates these taxa represented 0.4%, 70%, and 7%, respectively. It is the disparate proportions in percent cover of the key early successional taxa on CAU plates and the mature benthos the main reason why the RELATE analysis showed little similarity between CAU plates and the surrounding benthos. This can be explained in part due to the short deployment period (2 years) of the experimental units. Nonetheless, despite those differences, the spatial variability in carbonate accretion rates reported in this study could be predicted by the combination of biotic and abiotic parameters, demonstrating the utility of CAUs as a monitoring tool for the effects of ocean acidification (OA).
In addition, high Mg-calcite was found to be the dominant carbonate polymorph deposited on the CAU plates. This is expected, given that CCA was the major calcifying functional group recruiting to the CAU plates, in contrast to the reef benthos where organisms depositing aragonite (scleractinian corals, milleporids, and Halimeda) out-weighed those depositing high Mgcalcite. Many coralline algal species precipitate high Mg-calcite [75] , with the highest molar mass of MgCO 3 ratio at low latitudes and warm temperatures [11] . High Mg-calcite is the most soluble form of biogenic CaCO 3 , making coralline algae amongst the most susceptible coral reef taxa to ocean acidification [21, 45] .
A great deal of emphasis has been devoted to understanding and characterizing the effects of OA on tropical coral reef ecosystems [76] . Nonetheless, despite their pivotal role as major source of reef limestone, reef habitat creation, and their association with the recruitment process of key reef elements including scleractinian corals, insufficient attention has been paid to the potential implications of elevated ocean pCO 2 to crustose coralline algae [36, 77, 78] . With CCA representing such an important proportion of calcifying biota both on the early reef successional community, as well as the mature reef benthic community, it is clear that the effects of OA can profoundly affect coral reef function at multiple ecological levels: from the recruitment of CCA and the organisms dependent on them for settlement [37] , to the production, stabilization, and cementation of the reef framework and carbonate sediments [79, 80] .
Our study provides insight into variation in carbonate accretion rates, primarily by CCA, at dozens of sites across the central and south Pacific, and offers a unique perspective to contextualize our comprehension of the effects of OA at different scenarios of future ocean chemistry. As such, three main inferences can be gleaned from our observations: (1) the spatially variable nature of the accretion rates reported herein suggest that reef community responses will likely vary widely between reef systems, but between sites within islands as well; (2) because CCA precipitate a highly soluble polymorph of CaCO 3 , changes in ocean water acidity will likely result in lower CCA accretion rates; and (3) under acidified conditions CCA may lose their competitive advantage as the dominant calcifying taxa of the early reef successional community, which in turn may have adverse implications for the settlement and development of other important reef calcifying taxa. Therefore, under the projected changes in marine seawater carbonate chemistry, the ability of marine biomineralizers to cope with such changes and continue offering the ecosystem services they currently provide will likely be determined by both the magnitude and rate of seawater pH decrease. As such, the combined effects of chronic human disturbances together with decreased pH from ocean acidification will likely affect reef community structure and therefore carbonate accretion on coral reefs worldwide Marine Sanctuary of American Samoa, and by the U.S. Fish and Wildlife Service. Thanks are due to the officers and crew of the NOAA Ship Hi'ialakai for support with dive and small boat operations. A number of CRED staff assisted with construction, deployment, and recovery of the CAU assemblies. E Penland, E Looney, P Misa-Lozada, B Richards, and H, Bailey assisted with CAU lab processing; staff from J Smith Lab at Scripps helped with the CAU plate image analysis, and T Acoba, J Ehses, and A Dillon assisted with figure preparation and formatting. The authors also want to thank B Schumacher, J Samson, P Misa-Lozada, and T Oliver, as well as to anonymous reviewers, whose comments greatly improved this manuscript. The manuscript contents are solely the opinion of the authors and do not constitute a statement of policy, decision, or position on behalf of NOAA or the U.S. Government.
